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(54) ORGANIC ELECTROLUMINESCENT DEVICE 

(57) The invention provides an organic EL device 
which produces high luminance and is durable and 
which can be fabricated with ease. The organic EL 
device comprises two electrodes and a light-emitting 
layer sandwiched therebetween, in which the light-emit- 
ting layer contains a molecular compound having an 
electron-transporting unit and a hole-transporting unit 
bonded to each other via a linking group. 
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Description 

TECHNICAL FIELD 

5 [0001] The present invention relates to an organic electroluminescent device (hereinafter referred to as an organic 
EL device). More precisely, it relates to an organic EL device which produces high luminance and is durable and which 
can be fabricated with ease. 

BACKGROUND OF THE INVENTION 

10 

[0002] Organic EL devices in which the light-emitting layer is of a mixture of a hole-transporting compound and an 
electron-transporting compound are disclosed in Japanese Patent Laid-Open No. 250292/1990, 291696/1990 or 
790/1991. In the devices disclosed, however, the organic compounds used are poor in hole-transporting or electron- 
transporting capabilities, and the devices with them could hardly achieve high luminance. In addition, the compounds 

15 are poor in heat resistance and durability. Therefore, another problem with the devices is that, when they are driven con- 
tinuously, the compounds therein are readily crystallized with the result that the luminance of the devices is often low- 
ered. Moreover, it is not easy to uniformly mix the hole-transporting compound and the electron-transporting compound 
for the devices. Therefore, still another problem with the devices is that the light from them is often not uniform and that 
the organic compounds for them could hardly formed into uniform and thin films. 

20 [0003] Under the situation, Japanese Patent Laid-Open No. 210790/1990 discloses an organic EL device in which 
the light-emitting layer comprises an organic compound having both hole-transporting capabilities and electron-trans- 
porting capabilities. However, the device disclosed is still problematic in that the organic compounds applicable thereto 
are limited for the combination of their structures for electron transportation and hole transportation. Specifically, it is 
difficult to well control the compounds for their electron-transporting capabilities and hole-transporting capabilities, and, 

25 in addition, the balance of those transporting capabilities of the compounds is not good. 

[0004] What is more, the electron-transporting capabilities and the hole-transporting capabilities of the organic 
compounds usable in the device disclosed are still unsatisfactory. Therefore, the organic EL device with the compound 
of that type could hardly achieve high luminance. In addition, the compounds are poor in heat resistance and durability. 
Therefore, still another problem with the device is that, when it is driven continuously, the compound therein is readily 

30 crystallized with the result that the luminance of the device is often lowered. 

[0005] The present inventors have found that, when a compound having by itself both an electron-transporting unit 
with good electron-transporting capabilities and a hole-transporting unit with good hole-transporting capabilities in the 
molecule, in which the units are bonded to each other directly or via a linking group, is present in a light-emitting layer 
in an organic EL device, it could exhfoit well-balanced electron-transporting capabilities and hole-transporting capabili- 

35 ties, that the light-emitting layer containing the compound of that type is highly durable even though it has a single-lay- 
ered structure, and that the organic EL device comprising the light-emitting layer of that type produces high luminance, 
and have completed the present invention. 

[0006] The properties of the hole-transporting unit in the compound are characterized in that the unit exhibits by 
itself good hole-transporting capabilities and can be formed into thin and durable films with no problem. Similarly, the 
40 properties of the electron-transporting unit in the compound are characterized in that the unit exhibits by itself good 
electron-transporting capabilities and can be formed into thin and durable films with no problem. 
[0007] Specifically, the object of the invention is to provide an organic EL device which produces high luminance 
and is durable and which can be fabricated with ease. 

45 DISCLOSURE OF THE INVENTION 

[0008] The invention relates to an organic EL device comprising two electrodes and a light-emitting layer sand- 
wiched therebetween, in which the light-emitting layer comprises a molecular compound having an electron-transport- 
ing unit and a hole-transporting unit bonded to each other directly or via a linking group. 
so [0009] With the molecular compound of that type having an electron-transporting unit and a hole-transporting unit 
bonded to each other directly or via a linking group, the electron-transporting capabilities and the hole-transporting 
capabilities of the light-emitting layer are well balanced in the organic EL device. Having the light-emitting layer of that 
type, therefore, the organic EL device produces high luminance and is durable. 

[001 0] In the organic EL device of the invention, it is preferable that the light-emitting layer contains a recombination 
55 site-forming substance. 

[0011] Around the center of the light-emitting layer thus containing a recombination site-forming substance, elec- 
trons and holes can be recombined. Having the light-emitting layer of the preferred type, therefore, the organic EL 
device produces higher luminance. 



2 



BNSDOCID: <EP 0992564A1 J_> 



EP 0 992 564 A1 



[001 2] !n the organic EL device of the invention, it is also preferable that the electron mobility through the electron- 
transporting unit is at least 1 x 10' 6 cnrf/Vs. Similarly in the device, it is also preferable that the hole mobility through 
the hole-transporting unit is at least 1 x 10" 6 cm 2 /Vs. The charge mobility through the unit can be determined, for exam- 
ple, by forming the unit into a thin film, put the film between a pair of electrodes to fabricate a device, and measuring 

5 the device for the charge mobility through the unit therein according to a method of time of flight or the like. 

[001 3] In the organic EL device of the invention, it is also preferable that the electron-transporting unit is of at least 
one compound selected from peri none derivatives, oxadiazole derivatives, triazole derivatives, phenanthroline deriva- 
tives, quinoxaline derivatives, sirol derivatives, condensed polycyclic aromatic derivatives having at least three rings, 
and quinoline complex derivatives. 

10 [0014] In the organic EL device of the invention, it is also preferable that the hole-transporting unit is of a combina- 
tion of triphenylamines and stilbene derivatives, or of any one of the compounds. 

[001 5] In the organic EL device of the invention, it is also preferable that the linking group is at least one selected 
from alkylene groups, vinylene groups, ethanediylidene groups, styryl groups, ether groups, amine groups and arylene 
groups. The linking group may form a part of the electron-transporting unit or the hole-transporting unit. 
is [0016] In the organic EL device of the invention, it is more preferable that the molecular compound is at least one 
selected from those of the following formulae (1) to (1 4). In formula (4), R 1 , R 2 , R 3 and R 4 may be the same or different 
and each represents an alkyl group having from 1 to 10 carbon atoms, an aryl group having from 6 to 20 carbon atoms, 
an alkyl -substituted aryl group having from 6 to 20 carbon atoms, or an aryloxyaryl group having from 12 to 30 carbon 
atoms. 

20 
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35 



40 




45 

[0017] In the organic EL device of the invention, it is still preferable that the recombination site-forming substance 
is at least one compound selected from styrylamine compounds, quinacridone derivatives, rubrene derivatives, cou- 
marin derivatives and pyran derivatives. 

so [0018] In the organic EL device of the invention, it is further preferable that the electron-transporting unit and the 
hole-transporting unit do not form an exciplex or a charge transfer complex. If the units form an exciplex or a charge 
transfer complex, the exciplex or the charge transfer complex formed in the light-emitting layer will interfere with energy 
transfer to the recombination site-forming substance in the layer, whereby the luminance of the device and even the 
luminous efficiency thereof will be much lowered. 

55 [001 9] In the organic EL device of the invention, the light- emitting layer may be of a copolymer having an electron- 
transporting unit and a hole-transporting unit. Preferably, the copolymer has the electron-transporting unit and the hole- 
transporting unit both as repetitive units therein. Especially preferably the copolymer includes a structure represented 
by: 
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- [(hole-transporting unit) m - (electron -transporting 
unit)rJ x wherein m > 1 , n > 1 , and x > 1 . 

[0020] Concretely, for example, usable are copolymers having a structure of a diamine-type hole-transporting unit 
5 combined with an oxadiazole-type electron-transporting unit, which is represented by the following formula (15): 



70 



15 



20 



(15) 




and copolymers having a structure of a diamine-type hole-transporting unit combined with a quinoiine complex-type 
electron-transporting unit, which is represented by the following formula (16): 



25 



30 



35 



(16) 




8 ^ 




[0021] Needless-to-say, these are not limitative, and other various compounds in a broad range are usable herein. 
40 However, linking groups from ethers, esters, ketones and the like are unfavorable, as causing electron trapping and 
therefore often degrading the light-emitting layer in the organic EL device. 

BRIEF DESCRIPTION OF THE DRAWING 

45 [0022] 

Fig. 1 is a cross-sectional view showing one embodiment of the organic EL device of the invention. In Fig. 1, the 
reference numeral 1 indicates a substrate, the reference numeral 2 indicates an anode, the reference numeral 3 
indicates a light-emitting layer, the reference numeral 4 indicates a cathode, the reference numeral 5 indicates a 
50 power source, and the reference numeral 1 0 indicates an organic EL device. 

BEST MODES OF CARRYING OUT THE INVENTIO N 

[0023] One embodiment of the organic EL device of the invention is described more concretely, with reference to 
55 Fig. 1 . Fig. 1 is a cross-sectional view showing one embodiment of the organic EL device 10 of the invention. The device 
10 is composed of a substrate 1, an anode 2, a light-emitting layer 3 and a cathode 4 as laminated in that order from 
the bottom. In this, the anode 2 and the cathode 4 are electrically connected with the power source 5, from which is 
applied a predetermined voltage between the anode 2 and the cathode 4. The light-emitting layer and the other essen- 
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tial constituent components of the organic EL device are described concretely. 

1. Light-Emitting Layer: 

5 (1) Molecular Compound: 

[0024] In the organic EL device of the invention, the light-emitting layer necessarily contains a molecular compound 
having an electron -transporting unit and a hole-transporting unit bonded to each other directly or via a linking group. 
[0025] In the molecular compound of that type in which the electron-transporting unit and the hole-transporting unit 

10 are physically separated from each other, the two different units can separately transport electrons and holes. There- 
fore, the molecular compound could realize both a high electron mobility and a high hole mobility. In addition, since the 
compound transports by itself both electrons and holes, the transportation balance of the compound for both electrons 
and holes is good. Accordingly, when the compound is in the light-emitting layer of the organic EL device, the layer can 
emit light of high luminance even when the device is driven at low voltage. Moreover, high-molecular- weight polymers 

is of the molecular compound of that type are easy to produce, and they crystallize little and have good heat resistance. 
Therefore, the durability of the organic EL device containing the molecular compound is easy to be improved. 
[0026] In the molecular compound, however, it is desirable that the electron-transporting unit and the hole-trans- 
porting unit do not form an exciplex or an charge transfer complex. If the units form an exciplex or a charge transfer com- 
plex, the exciplex or the charge transfer complex formed in the light-emitting layer will interfere with energy transfer to 

20 the recombination site-forming substance in the layer, whereby the luminance of the device and even the luminous effi- 
ciency thereof will be much lowered. 

[0027] The molecular compound is so defined that the electron-transporting unit and the hole-transporting unit 
therein are bonded to each other directly or via a linking group therebetween. The electron-transporting unit in the 
molecular compound is defined as the structural moiety that essentially participates in electron transportation, while the 

25 hole-transporting unit therein is as the structural moiety that essentially participates in hole transportation. 

[0028] It is desirable that the hole mobility through the hole-transporting unit in the molecular compound is at least 
1 x 10" 6 cm 2 /Vs. but more preferably falls between 1 x 10" 4 and 5 x I0* 1 cm 2 /Vs. With the hole mobility being defined to 
fall within the range, the organic EL device has the advantage of rapid response. In addition, controlling the hole mobility 
and the electron mobility in the molecular compound is easy 

30 [0029] The hole mobility through the hole-transporting unit is determined by preparing a compound having a struc- 
ture that corresponds to the hole-transporting unit, forming the compound alone into a film, and measuring the film for 
the hole mobility therethrough under a predetermined voltage applied thereto to fall between 1 x 10 4 and 1 x 10 6 V/cm. 
[0030] It is desirable that the hole-transporting unit in the molecular compound is one capable of easily forming an 
amorphous solid, since the layer of the compound with the unit of that type is highly durable. More desirably, the unit is 

35 substantially transparent to light having a wavelength of 400 nm or longer, in order not to lower the luminance of the 
device in the range of visible rays. 

[0031] Compounds corresponding to the hole-transporting unit include triphenylamines. Above all, preferably used 
herein are compounds having at least two triarylamines. Accordingly, herein preferred are compound having at least 2 
nitrogen elements. 

40 [0032] More concretely, mentioned are structures comprising at least one compound of the following formulae (17) 
to (24). The compounds of formulae (17), (18), (21) and (22) are examples having 2 % nitrogen atoms; those of formulae 
(19) and (20) are examples having 3 nitrogen atoms; and those of formulae (23) and (24) are examples having 4 nitro- 
gen atoms. 

45 
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50 
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[0033] In formula (19), R 1 , R 2 . R 3 and R 4 may be the same or different and each represents an alkyl group having 
from 1 to 10 carbon atoms, an aryl group having from 6 to 20 carbon atoms, an alkyl-substituted aryl group having from 
6 to 20 carbon atoms, or an aryloxyaryl group having from 12 to 30 carbon atoms. 
55 [0034] In the derivatives for the hole-transporting unit, the terminal phenyl, naphthyl and methyl-substituted phenyl 
groups may be substituted with any of arylene groups having from 6 to 20 carbon atoms, alkyl-substituted arylene 
groups having from 6 to 20 carbon atoms, alkoxy-substituted arylene groups having from 6 to 20 carbon atoms, or ary- 
loxyarylene groups having from 12 to 30 carbon atoms. 
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[0035] Similarly, it is also desirable that the electron mobility through the electron-transporting unit in the molecular 
compound is at least 1 x to* 6 cm 2 /Vs, but more preferably falls between 2 x 1CT 6 and 5 x lO^cn^/Vs. With the electron 
mobility being defined to fall within the range, the organic EL device has the advantage of rapid response. In addition, 
controlling the hole mobility and the electron mobility in the molecular compound is easy. 
5 [0036] The electron mobility through the electron-transporting unit is determined by preparing a compound having 
a structure that corresponds to the electron-transporting unit, forming the compound alone into a film, and measuring 
the film for the electron mobility therethrough under a predetermined voltage applied thereto to fall between 1 x 1 0 4 and 
1 x 10 6 V/cm. 

[0037] The electron-transporting unit to be in the molecular compound includes compounds having at least 2, but 
10 preferably at least 3 oxadiazole rings, triazole rings, phenanthroline rings, quinoxaline rings or their condensed rings. 
[0038] More concretely, mentioned are structures comprising at least one compound of the following formulae (25) 
to (31). The compounds of formulae (25), (26) and (31) are examples of oxadiazole derivatives; the compound of for- 
mula (27) is an example of quinoline derivatives; the compound of formula (28) is an example of benzoquinoline deriv- 
atives; the compound of formula (29) is an example of phenanthroline derivatives; and the compound of formula (30) is 
is an example of triazole derivatives. 
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75 [0039] As is seen from the compounds of formulae (27) and (28), the derivatives for the electron-transporting unit 
referred to herein include examples of metal complexes. In addition, in the compounds mentioned above, the terminal 
phenyl, biphenyl, alkyl-substituted phenyl, naphthyl and alkyl groups may be substituted with any of aryl groups having 
from 6 to 20 carbon atoms, alkyl-substituted aryl groups having from 6 to 20 carbon atoms, or aryloxyaryl groups having 
from 12 to 30 carbon atoms. 

20 [0040] Next described is the linking group in the molecular compound, via which the electron-transporting unit and 
the hole-transporting unit are bonded to each other. The linking group is not specifically defined, provided that it chem- 
ically links the electron-transporting unit and the hole-transporting unit in the molecular compound without interfering 
with the functions of the units, and it includes a single bond. 

[0041] As the linking group, however, the preferred examples are alkylene, vinylene, ethanediylidene, styryl, ether, 
25 amine and arylene groups, since the molecular compound existing in the light-emitting layer could realize well-balanced 
electron-transporting capabilities and hole-transporting capabilities of the units being bonded to each other via the link- 
ing group and since the light- emitting layer comprising the molecular compound of that type is highly durable. In addi- 
tion, the molecular compounds of that type are easy to be produced. 

[0042] The linking group may be substituted or not substituted with an alkyl group having from 1 to 6 carbon atoms 

30 (including its halide and a cycloalkyl group), or an aryl group having from 6 to 20 carbon atoms. 

[0043] Of the alkylene linking group, the more preferred examples are one having from 1 to 6 carbon atoms, such 
as a methylene, ethylene, trimethylene or tetramethylene group, since the electron-transporting unit and the hole-trans- 
porting unit in the molecular compound can be physically separated from each other by a certain distance therebe- 
tween, and since it is easy to well control the balance of the electron-transporting capabilities and the hole-transporting 

35 capabilities of the molecular compound. 

[0044] Of the arylene linking group, more preferred is a phenylene, naphthylene or anthracene-diyl group having 
from 6 to 40 carbon atoms, since the electron-transporting unit and the hole-transporting unit in the molecular com- 
pound can be physically separated from each other by a certain distance therebetween, and since the heat resistance 
of the molecular compound is high. 

40 [0045] The linking group may form a part of the electron-transporting unit or the hole-transporting unit, which is 
described. The case means that a part of the hole-transporting unit and a part of the electron-transporting unit are the 
same and the two units are bonded to each other via the same and common part in the molecular compound. For this 
case, therefore, an electron-transporting unit and a hole-transporting unit of that type capable of separately transporting 
electrons and holes, respectively, are selected and are bonded to each other via the determined same part in them. The 

45 molecular compound having the units as bonded to each other therein in that manner is within the scope of the inven- 
tion. As the same part common to the two units, preferred are an aryl group having from 6 to 20 carbon atoms, and an 
alkyl group having from 1 to 60 carbon atoms. 

(2) Recombination Site-Forming Substance: 

50 

[0046] The recombination site-forming substance to be used herein is defined as a substance that preferably pro- 
vides a site where the electrons and the holes having been injected into the light-emitting layer from the both electrodes 
are recombined in the light- emitting layer (this may be referred to as a dopant), or is defined as a substance that does 
not directly participate in the recombination of electrons and holes but provides a site to which hole-electron recombi- 
55 nation energy is transferred to emit light. Specifically, this is a substance having a high fluorescent quantum yield, and 
is added to the light-emitting layer when the luminance from the layer comprising the molecular compound alone is 
poor, in order to compensate for lack of the light-emitting ability of the layer. With the recombination site-forming sub- 
stance therein, electrons and holes are forcedly recombined around the center of the light-emitting layer, thereby 
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increasing the luminance from the layer. 

[0047] For the recombination site-forming substance, therefore, usable are any materials having a high fluorescent 
quantum yield. Concretely mentioned are styrylamine compounds, quinacridone derivatives, rubrene derivatives, cou- 
marin derivatives and pyran derivatives, one or more of which are used either singly or as combined. 
5 [0048] As the recombination site-forming substance, also preferred are polyarylenevinylene derivatives of conju- 
gated polymers, and especially preferred are polyarylene or vinylene derivatives substituted with an alkyl and/or alkoxy 
groups having from 1 to 50 carbon atoms. More concretely mentioned are compounds of the following formulae (32) to 
(42), at least one of which may be used herein. 



10 
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[0049] In formula (42), n indicates the number of the repetitive units, and is an integer of at least 50. 
[0050] Also preferably, the recombination site-forming substance is selected in consideration of the color to be emit- 
ted by the light-emitting layer. For example, when the light-emitting layer is desired to emit blue, preferred are any of 
55 perylene (Pe) of formula (34), or amino-substituted distyrylarylene derivatives (BSAs) of formulae (33) and (35). 

[0051 ] When the light-emitting layer is desired to emit green, preferred are any of QN1 of formula (37) and QN2 of 
formula (38) of quinacridone derivatives, or C-540 of formula (36) of a coumarin derivative. 

[0052] When the light-emitting layer is desired to emit blue, preferred is the rubrene (Rb) derivative of formula (39). 
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[0053] When the light-emitting layer is desired to emit orange or reddish orange, preferred are any of DCM1 of for- 
mula (40) and DCM2 of formula (41) of dicyanomethylpyran derivatives. 

[0054] The recombination site-forming substance noted above may be bonded to a moiecuiar compound of the 
type noted above via a single bond or a linking group of the type noted above therebetween, and the thus-bonded com- 

5 pounds may also be used as the recombination site-forming substance herein. 

[0055] The amount of the recombination site-forming substance to be in the light-emitting layer is described. The 
amount of the recombination site-forming substance to be therein shall be determined, depending on the luminance 
from the light-emitting layer and on the color to be emitted by the layer. Concretely, it is desirable that the amount of the 
substance falls between 0.1 and 20 parts by weight based on 100 parts by weight of the molecular compound in the 

10 layer If the amount of the recombination site-forming substance is smaller than 0.1 parts by weight, the luminance from 
the light-emitting layer will be often low; but if larger than 20 parts by weight, the durability of the layer will be low. 
[0056] Therefore it is more desirable that the amount of the recombination site-forming substance to be in the light- 
emitting layer falls between 0.5 and 20 parts by weight, even more desirably between 1 .0 and 10 parts by weight, based 
on 100 parts by weight of the molecular compound therein, since the balance of the luminance and the durability of the 

75 organic EL device is improved more. 

(3) Structure: 

[0057] The structure (morphology) of the light-emitting layer is not also specifically defined. Preferably, however, the 
layer has a single-layered structure, as being easy to form. If desired, however, the organic EL device may optionally 
but preferably have a combination of any of an electron injection layer, a hole injection layer, an electron transportation 
layer and a hole transportation layer, in addition to the light-emitting layer. 

[0058] The thickness of the light-emitting layer is not also specifically defined, but preferably falls between 1 00 and 
10000 angstroms. Thin light- emitting layers having a uniform thickness of smaller than 100 angstroms with no pin holes 
are difficult to form and the mechanical strength of such thin layers is often low. On the other hand, to form thick light- 
emitting layers having a thickness of larger than 10000 angstroms take a lot of time for their production and are there- 
fore not economical. 

[0059] For these reasons, it is more desirable that the thickness of the light-emitting layer falls between 200 and 
3000 angstroms, even more desirably between 300 and 1000 angstroms. 
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(4) Production Method: 

[0060] The method for forming the light-emitting layer is not also specifically defined. The layer may be formed in 
any ordinary manner. For example, employable is a vacuum vapor deposition method, a sputtering method or an LB 
film-forming method. As the case may be. a molecular compound and a recombination site-forming substance are dis- 
solved in an organic solvent, and the resulting solution may be coated on an electrode and dried thereon to form a light- 
emitting layer. 

2. Electrodes: 

(1) Anode: 

[0061] As the anode, preferred are metals, alloys and electroconductive compounds having a large work function 
(of for example at least 4.0 eV). Their mixtures are also usable. Concretely mentioned are indium tin oxide (ITO). 
indium zinc oxide, tin, zinc oxide, gold, platinum and palladium, one or more of which are used either singly or as com- 

?0062] The thickness of the anode is not also specifically defined, but preferably falls between 10 and 1000 nm, 
more preferably between 10 and 200 nm. ««^^k, 
[0063] In order that the light having been emitted by the light-emitting layer in the organic EL device could effectively 
passes through the anode to go outside, it is desirable that the anode is substantially transparent, more concretely hav- 
ing a light transmittance of at least 10 %. 

(2) Cathode: 

[0064] As the cathode, preferred are metals, alloys and electroconductive compounds having a small work function 
(of. for example, smaller than 4.0 eV). Their mixtures are also usable. Concretely mentioned magnesium, aluminium, 
indium, lithium, sodium and silver, one or more of which are used either singly or as combined. 
[0065] The thickness of the cathode is not also specifically defined, but preferably falls between 10 and 1000 nm, 
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5 



more preferably between 10 and 200 nm. 

[0066] The organic EL device of the invention is described in more detail with reference to the following Examples. 
[Production Examples] 
[Production Example 1] Production of Compound 1: 

(1) Production of TPD': 

10 [0067] 111 g (330 mmols) of compound ®, 36 g (166 mmols) of 3-iodotoluene, 57.0 g (41 mmols) of potassium 
carbonate, and 26 g (415 mmols) of activated copper were put into a reactor, and stirred in an argon atmosphere at 
220°C for 48 hours. After the reaction, the reaction mixture was dissolved in 1 ,2-dichloroethane, and filtered to remove 
copper. The solvent was evaporated away, and the product was subjected to silica gel chromatography (solvent for 
development: ethyl acetate/n-hexane = 1/1) to collect the intended fraction. 30 g of the intended compound was 

is obtained. In its mass analysis (FD-MS), the compound gave m/z = 426. From the result, the compound obtained was 
identified as TPD'. 

(2) Production of PBD(ST): 

20 [0068] 10 g (26 mmols) of PBD(CHO) as prepared by formylating a commercial product PBD through Vilsmyer 
reaction, and 8 g (26 mmols) of 3-bromobenzyldiethyl phosphite were suspended in 100 ml of DM SO. To this was 
added 3.0 g (26 mmols) of potassium t-butoxide, and stirred at room temperature for 5 hours. 100 ml of methanol was 
added to the reaction product, and the crystal formed was recrystallized from toluene to obtain 7.0 g of white powder. 
This was subjected to mass analysis (FD-MS), and gave m/z = 535. From the result, the compound obtained was iden- 

25 tified as PBD(ST). 

(3) Production of Compound 1 : 

[0069] 8.5 g (19.9 mmols) of TPD' obtained in (1), 50 ml of xylene, 2.7 g of t-BuONa, and 0.15 g of PdCI2(PPh3) 
30 were put into a reactor, which was set in an oil bath. These were stirred in an argon atmosphere for 30 minutes, with 
the oil bath kept at 125°C. To these was added 10 g (19.9 mmols), in 40 ml of toluene, of PBD(ST) having been pre- 
pared in (2), and stirred for 3 hours. The reaction mixture was poured into 100 ml of water, and the crude crystal formed 
was recrystallized from toluene. The resulting compound was purified through sublimation in high vacuum, for which the 
boat temperature was 380°C. Thus was obtained 1.0 g of a pale yellow compound. In its mass analysis (FD-MS), the 
35 compound gave m/z « 878. From the result, the compound was identified as compound 1 . 
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Production Scheme for Compound 1 
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[Production Example 2] Production of Compound 8: 

(1) Production of N,N'-diphenyl-N-(4-nitrophenyl)-1,r-biphenyl-4, ^-diamine ©: 

[0071] To 30.0 g (89 mmols) of N.N'-diphenylbenzidine <D, 25.0 g (178 mmols) of p-fluoronitrobenzene, and 13.5 g 
(89 mmols) of cesium fluoride, added was 350 ml of DMSO serving as a solvent, and these were stirred in an argon 
atmosphere at 100°C for 24 hours. After the reaction, the reaction mixture was poured into 5000 ml of water, and this 
gave crude red crystal of ©. The crude crystal was dried at 50°C under reduced pressure for 12 hours, and then 
directly used in the next step. The crude yield was 40 0 g. 

(2) Production of N,N'^iphenyl-N-(4-n"rtrophe Q): 

[0072] 40 g (87.5 mmols) of compound @, 36 g (1 66 mmols) of 3-iodotoluene, 57.0 g (41 mmols) of potassium car- 
bonate, and 26 g (415 mmols) of activated copper were put into a reactor, and stirred in an argon atmosphere at 220°C 
for 48 hours. After the reaction, the reaction mixture was dissolved in 1,2-dichloroethane, and filtered to remove copper. 



20 



BNSDOCID: <EP 0992564A1 J_> 



EP 0 992 564 A1 



The solvent was evaporated away, and the product was purified through silica gel chromatography (solvent for develop- 
ment: ethyl acetate/n-hexane = 1/1). 15 g of the intended compound was obtained. In its mass analysis (FD-MS), the 
compound gave m/z = 426. From the result, the compound obtained was identified as compound ®. 

5 (3) Production of N,N , -diphenyl-N-(4-aminophenyl)-N'-(3-methylphenyl)-1 .V-biphenyM^'-diamine ®: 

[0073] 200ml of DMF was added to 14.5 g (26.5 mmols) of compound <D and 53 g of 5 % palladium-carbon, and 
the nitro compound ® was reduced in a hydrogen atmosphere at room temperature (18°C) under normal pressure into 
an amine compound. After 8 hours for the reaction, the palladium-carbon was removed through filtration through a 
w membrane filter, and the resulting filtrate was put into 500 ml of water. The crude product was recrystallized from tolu- 
ene, and 13 g of pale yellow powder was obtained. In its mass analysis (FD-MS), the compound gave m/z = 517. From 
the result, the compound was identified as compound ®. 

(4) Production of Compound 8 : 

15 

[0074] 6.5 g (12.6 mmols) of compound ® having been prepared in the above. 18.7 g (38 mmols) of oxadiazole 
derivative © (this oxadiazole derivative was prepared through reaction of 5-iodoisophthaloyl chloride and 5-phe- 
nyltetrazole according to the cfisclosure in Synthetic Metals, 91 (1 997), 223-228), 1 7.6 g (1 26 mmols) of potassium car- 
bonate, and 8 g (126 mmols) of activated copper were put into a reactor, and stirred in an argon atmosphere at 220°C 
20 for 48 hours. After the reaction, the reaction mixture was dissolved in THF, and filtered to remove copper. The solvent 
THF was evaporated away, and the product was purified through column chromatography (solvent for development: tol- 
uene/n-hexane = 2/1). 

[0075] The resulting compound was purified through sublimation in high vacuum, for which the boat temperature 
was 340°C. Thus was obtained 1 .0 g of a pale yellow compound. In its mass analysis (FD-MS), the compound gave m/z 
25 = 1245. From the result, the compound was identified as compound 8. 
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Production Scheme for Compound 8 
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[Production Example 3] Production of Compound 9: 

(1) Production of N.N'-diphenyl-N.N'^^aminophenyO-I.V-biphenyl^^'-diamine Q>\ 

s [0077] 250 ml of DMF was added to 355 g (60.5 mmols) of compound <§> and 25 g of 5 % palladium-carbon, and 
the nitro compound <§> was reduced in a hydrogen atmosphere at room temperature (18°C) under normal pressure into 
an amine compound. After 8 hours for the reaction, the palladium-carbon was removed through filtration through a 
membrane filter, and the resulting filtrate was put into 500 ml of water. The crude product was recrystallized twice from 
toluene, and 27 g of pale yellow powder was obtained. In its mass analysis (FD-MS). the compound gave m/z = 518. 

io From the result, the compound was identified as compound @. 

(2) Production of Compound 9: 

[0078] 7.6 g (14.7 mmols) of compound © having been prepared in the above, 197 g (400 mmols) of oxadiazole 
is derivative <§) (this oxadiazole derivative was prepared through reaction of 5-iodoisophthaloyl chloride and 5-phe- 
nyltetrazole according to the disclosure in Synthetic Metals, 91 (1997), 223-228), 19.2 g (139 mmols) of potassium car- 
bonate, and 8.8 g ( 1 39 mmols) of activated copper were put into a reactor, and stirred in an argon atmosphere at 220°C 
for 48 hours. After the reaction, the reaction mixture was dissolved in THF, and filtered to remove copper. The solvent 
THF was evaporated away, and the product was purified through column chromatography (solvent for development: tol- 
20 uene/n-hexane = 2/1). 

[0079] The resulting compound was purified through sublimation in high vacuum, for which the boat temperature 
was 380°C. Thus was obtained 1 .2 g of a pale yellow compound. In its mass analysis (FD-MS), the compound gave m/z 
= 1974. From the result, the compound was identified as compound 9. 
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Production Scheme for Compound 9 
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[Example 1] 

(Fabrication of Organic EL Device) 

5 [0081] A transparent supporting substrate was prepared by forming a thin film of indium tin oxide (ITO) having a 
thickness of 100 nm through vapor deposition on a glass substrate having a length of 25 mm, a width of 75 mm and a 
thickness of 1 . 1 mm. The ITO film serves as an anode. The transparent supporting substrate was ultrasonically cleaned 
with isopropyl alcohol for 5 minutes, and then with pure water for 5 minutes. This was dried with a nitrogen blow, and 
then cleaned with UV ozone for 30 minutes. 

10 [0082] Next, the thus-cleaned, transparent supporting substrate was fixed in a holder in a vacuum chamber in a 
vacuum vapor deposition apparatus (from Nippon Vacuum Technology). The vacuum chamber had two resistance heat- 
ing boats of molybdenum therein, and 200 mg of the molecular compound of formula (1) and 200 mg of the recombina- 
tion site-forming substance of formula (26), 4,4 , -bis[2-(4-(N,N-diphenylamino)phenyl)vinyl]biphenyl (DSBi), were 
separately put into the two boats. 

15 [0083] In that condition, the vacuum chamber was degassed to a reduced pressure of 1 x 10" 4 Pa, and then both 
the two resistance heating boats therein were heated. As a result, a light-emitting layer of the molecular compound and 
the recombination site-forming substance, having a thickness of 80 nm, was formed on the substrate. In the light-emit- 
ting layer thus formed, the blend ratio of the molecular compound to the recombination site-forming substance was con- 
firmed to be 40/1 by weight. 

20 [0084] Next, the transparent supporting substrate having the light-emitting layer formed thereon was taken out of 
the vacuum chamber, and a stainless steel mask was attached to the surface of the light-emitting layer so as to cover 
the area except that on which an electrode is to be formed. The substrate was again fixed in the holder in the vacuum 
chamber. The vacuum chamber had a tungsten basket therein, and 0.5 g of silver wire was put in the basket. In addition, 
1 g of magnesium ribbon was put in the resistance heating boat. 

25 [0085] In that condition, the vacuum chamber was degassed to a reduced pressure of 1 x 10" 4 Pa. and both the 
basket and the resistance heating boat were heated, whereupon silver and magnesium were vaporized and deposited 
on the non-covered area of the light-emitting layer at a vapor deposition rate of 0.1 nm/sec for silver and at 1 .8 nm/sec 
for magnesium. In that manner, a cathode (magnesium/silver mixture electrode) having a thickness of 200 nm was 
formed on the light-emitting layer. Thus was fabricated an organic EL device of the invention. 

30 

(Evaluation of Organic EL device) 

[0086] A voltage of 10 V to give a current density of 20 mA/cm 2 was applied between the anode and the cathode 
of the thus-fabricated, organic EL device, and the initial capabilities of the device were checked. In that condition, the 
35 device emitted uniform blue light having a peak wavelength of 465 nm. The luminance of the blue light emitted by the 
device was measured with a luminometer. As a result, the luminance was 95 cd/m 2 and was high. The luminous effi- 
ciency of the device was 0.15 lumens/W. 

[0087] After having been tested for its initial capabilities, the organic EL device was kept in a nitrogen atmosphere, 
and varying voltage was applied thereto. The voltage at which the device gave a luminance of 100 cd/m 2 was deter- 
40 mined. With the determined voltage being applied thereto, the device was kept driven at the constant voltage. The 
device took a long period of time of about 1000 hours until its luminance was reduced to a half of the initial value, 50 
cd/m 2 . The data prove high durability of the organic EL device of the invention. 

[Example 2] 

45 

(Fabrication of Organic EL Device) 

[0088] An organic EL device was fabricated in the same manner as in Example 1 , except that the molecular com- 
pound of formula (4) and DCM1 of formula (40) were used herein in place of the molecular compound of formula (1) 
so and 4,4 , -bis[2-(4-(N,N-diphenylamino)phenyl)vinyl]biphenyl (DSBi), respectively, used in Example 1. 

(Evaluation of Organic EL device) 

[0089] A voltage of 10 V to give a current density of 20 mA/cm 2 was applied between the anode and the cathode 
55 of the thus-fabricated, organic EL device, and the initial capabilities of the device were checked. In that condition, the 
device emitted uniform orange light having a peak wavelength of 580 nm. The luminance of the orange light emitted by 
the device was measured with a luminometer. As a result, the luminance was 47 cd/m 2 and was high. The luminous 
efficiency of the device was 0.07 lumens/W. 
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[0090] After having been tested for its initial capabilities, the organic EL device was kept in a nitrogen atmosphere, 
and varying voltage was applied thereto. The voltage at which the device gave a luminance of 100 cd/m 2 was deter- 
mined. With the determined voltage being applied thereto, the device was kept driven at the constant voltage. The 
device took a long period of time of about 1000 hours until its luminance was reduced to a half of the initial value, 50 
5 cd/m 2 . The data prove high durability of the organic EL device of the invention. 

[Examples 3 to 7] 

(Fabrication of Organic EL Devices) 

10 

[0091] In Examples 3, 4 and 6, different organic EL devices were fabricated in the same manner as in Example 1 , 
except that the molecular compounds shown in Table 1 were used in place of the molecular compound of formula (1) 
used in Example 1 . Precisely, in Example 3, used was the molecular compound of formula (2); in Example 4, used was 
the molecular compound of formula (3); and in Example 6. used was the molecular compound of formula (5). In Exam- 
15 pies 5 and 7. fabricated were different organic EL devices also in the same manner as in Example 1, except that the 
molecular compounds of formulae (4) and (6), respectively, were used and that the recombination site-forming sub- 
stance was not added to the light-emitting layer. 

(Evaluation of Organic EL devices) 

20 

[0092] In the same manner as in Example 1 , a voltage of 10 V to give a current density of 20 mA/cm 2 was applied 
between the anode and the cathode of each organic EL device fabricated herein, and the initial capabilities of each 
device were checked. The luminance and the luminous efficiency of each device, and the color emitted by each device 
are shown in Table 1 . 

25 



[Table 1] 



Example 


Molecular 
Compound 


Recombina- 
tion Site- 
Forming 

Substance 


Color 


Voltage (V) 


Current 
(mA/cm 2 ) 


Luminance 
(cd/m 2 ) 


Luminous 
Efficiency 
(IrrVW) 


1 


formula (1) 


DSBi 


blue 


10 


20 


95 


0.15 


2 


formula (4) 


DCM1 


orange 


10 


20 


47 


0.07 


3 


formula (2) 


DSBi 


blue 


10 


18 


70 


0.12 


4 


formula (3) 


DSBi 


blue 


10 


18 


80 


0.14 


5 


formula (4) 


not added 


green 


10 


21 


100 


0.15 


6 


formula (5) 


DSBi 


blue 


10 


20 


200 


0.31 


7 


formula (6) 


not added 


green 


10 


21 


150 


0.22 


8 


formula (1) 


BuEH-PPV 


green 


7 


20 


120 


0.27 


9 


formula (8) 


not added 


blue 


10 


16 


150 


0.29 


10 


formula (8) 


DSBi 


blue 


10 


18 


200 


0.35 


11 


formula (9) 


Rb 


yellow 


10 


18 


180 


0.31 


12 


formula (10) 


Rb 


yellow 


10 


18 


180 


0.31 


13 


formula (11) 


QN1 


green 


10 


17 


210 


0.39 


14 


formula (13) 


QN2 


green 


10 


18 


200 


0.35 



[Example 8] 

55 

(Fabrication of Organic EL Device) 

[0093] A transparent supporting substrate was prepared by forming a thin film of indium tin oxide (ITO) having a 
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thickness of 100 nm through vapor deposition on a glass substrate having a length of 25 mm, a width of 75 mm and a 
thickness of 1 .1 mm. The ITO film formed serves as an anode. The transparent supporting substrate was ultrasonically 
cleaned with isopropyl alcohol for 5 minutes, and then with pure water for 5 minutes. 

[0094] On the other hand, the molecular compound of formula (1) and the recombination site-forming substance of 
5 formula (42), butylethylhexylpolyphenylene derivative, were put into a reactor, and uniformly dissolved in toluene to pre- 
pare a coating solution. 

[0095] Next, the coating solution was coated on the transparent supporting substrate, using a spin coater being 
spun at 1000 rpm. Then, the substrate was dried under heat, and a light-emitting layer having a thickness of 95 nm was 
formed thereon. 

io [0096] Next, a cathode (magnesium/silver mixture electrode) having a thickness of 200 nm was formed on the light- 
emitting layer, in the same manner as in Example 1 . Thus was fabricated an organic EL device of the invention. (Eval- 
uation of Organic EL device) 

[0097] A voltage of 7 V was applied between the anode and the cathode of the thus-fabricated, organic EL device, 
and the initial capabilities of the device were checked. In that condition, the device emitted uniform green light. The lumi- 
75 nance of the device was measured with a luminometer. As a result, it was 120 cd/m 2 and was high. The luminous effi- 
ciency of the device was 0.27 lumens/W. 

[Examples 9 to 14] 

20 (Fabrication of Organic EL Devices) 

[0098] Different organic EL devices were fabricated in the same manner as in Example 8, except that the molecular 
compounds and the recombination site-forming substances shown in Table 1 were used in place of those used in Exam- 
ple 8. 

25 

(Evaluation of Organic EL devices) 

[0099] In the same manner as in Example 1 , a voltage of 1 0 V to give a current density of 20 mA/cm 2 was applied 
between the anode and the cathode of each organic EL device fabricated herein, and the initial capabilities of each 
30 device were checked. The luminance and the luminous efficiency of each device, and the color emitted by each device 
are shown in Table 1 . 

INDUSTRIAL APPLICABILITY 

35 [0100] It has become possible to provide an organic EL device having the advantages of high luminance and good 
durability, in which the light-emitting layer comprises a molecular compound having an electron-transporting unit and a 
hole-transporting unit bonded to each other directly or via a linking group therebetween, and contains a recombination 
site-forming substance. Since the light-emitting layer in the device may have a single-layered structure, the time and the 
process for its formation can be reduced and simplified. Another advantage of the device is that it is easy to produce. 

40 

Claims 

1. An organic electroluminescent device comprising two electrodes and a light-emitting layer sandwiched therebe- 
tween, wherein; 

45 

the light-emitting layer comprises a molecular compound having an electron-transporting unit and a hole-trans- 
porting unit bonded to each other via a linking group. 

2. An organic electroluminescent device comprising two electrodes and a light-emitting layer sandwiched therebe- 
so tween, wherein; 

the light-emitting layer comprises a molecular compound having an electron-transporting unit and a hole-trans- 
porting unit bonded to each other directly or via a linking group. 

55 3. The organic electroluminescent device as claimed in claim 1 or 2, wherein said light- emitting layer contains a 
recombination site-forming substance. 

4. The organic electroluminescent device as claimed in any one of claims 1 to 3, wherein the electron mobility through 
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said electron-transporting unit is at least 1 x 10" 6 crr^/Vs. 



10 



5. The organic electroluminescent device as claimed in any one of claims 1 to 4, wherein the hole mobility through 
said hole-transporting unit is at least 1 x 10' 6 cm 2 /Vs. 

6. The organic electroluminescent device as claimed in any one of claims 1 to 5, wherein said electron-transporting 
unit is of at least one compound selected from perinone derivatives, oxadiazole derivatives, triazole derivatives, 
phenanthroline derivatives, quinoxaline derivatives, silol derivatives, condensed polycyclic aromatic derivatives 
having at least three rings, and quinoline complex derivatives. 

7. The organic electroluminescent device as claimed in any one of claims 1 to 6. wherein said hole-transporting unit 
is of a combination of triphenylamines and stilbene derivatives, or of any one of the compounds. 

8. The organic electroluminescent device as claimed in any one of claims 1 to 7, wherein said linking group is at least 
15 one selected from alkylene groups, vinyl ene groups, ethanediylidene groups and arylene groups. 

9. The organic electroluminescent device as claimed in any one of claims 1 to 7, wherein said linking group is at least 
one selected from alkylene groups, vinylene groups, ethanediylidene groups, styryl groups, ether groups, amine 
groups and arylene groups. 
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10. The organic electroluminescent device as claimed in any one of claims 1 to 9, wherein said molecular compound 
is at least one of the following formulae (1) to (14): 
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15 



(14) 




11. The organic electroluminescent device as claimed in any one of claims 1 to 10, wherein said recombination site- 
35 forming substance is at least one compound selected from styrylamine compounds, quinacridone derivatives, 

rubrene derivatives, coumarin derivatives and pyran derivatives. 

1 2. The organic electroluminescent device as claimed in any one of claims 1 to 1 1 , wherein said electron-transporting 
unit and said hole-transporting unit do not form an exciplex or a charge transfer complex. 

40 

13. The organic electroluminescent device as claimed in any one of claims 1 to 12,* wherein the light-emitting layer is 
of a copolymer having an electron-transporting unit and a hole-transporting unit. 



45 



SO 



55 



33 



BNSDOCIO: <EP 0992564A1J_> 



EP0 992 564 A1 



INTERNATIONAL SEARCH REPORT 



International application No. 

PCT/JP99/01873 



A. CLASSIFICATION OF SUBJECT MATTER 

Int.Cl* C09K11/06, H05B33/14 

According to International Patent Classification (IPC) or to both national classification and IPC 



B. FIELDS SEARCHED 



Minimum documentation searched (classification system followed by classification symbols) 
Int. CI 6 C09K11/06, H05B33/14 



Documentation searched other than minimum documentation to the extent that such documents are included in the fields searched 



Electronic data base consulted during the international search (name of data base and, where practicable, search terras used) 
CA (STN), REGISTRY { STN) 



C DOCUMENTS CONSIDERED TO BE RELEVANT 



Category* 



Citation of document, with indication, where appropriate, of the relevant passages 



Relevant to claim No. 



X 
Y 
X 
Y 

X 

Y 

P, X 

X 
Y 



JP, 9-188756, A (Cheraiprokasei Kaisha, Ltd.). 

22 July, 1997 (22. 07- 97), 

Claims ; Par. No. (0011] (Family: none) 

JP, 3-205479, A (Ricoh Co., Ltd.), 
6 September, 1991 (06. 09. 91), 

Claims ; page 3 , lower column to page 5 ; page 6 , upper 
right column, lines 12 to 15 (Family: none) 

JP, 8-311051, A (Ricoh Co., Ltd.), 

26 November, 1996 (26. 11. 96), 

Claims ? Par. No. [0033] (Family: none) 

JP, 1 0-25 1633 , A (Toyo Ink Manufacturing Co. , Ltd. ) , 
22 September, 1998 (22- 09. 98) 
« EP, 866110, Al 

JP, 6-172751, A (Eastman Kodak Co.), 
21 June, 1994 (21. 06. 94) 
& EP, 579151, A2 



1, 2, 4-9, 12, 
13 
3, 11 

1, 2, 4-9, 12 

3, 11 

1, 2, 4-9, 12 
3, 11 
1-12 

1, 2, 4-9, 12 
3, 11 



fx] Further documents are listed in the continuation of Box C j^j See patent family annex. 



* Special categories erf cited documents: 

"A" document defining the general stale of the an which is not 

considered to be of particular relevance 
' E* earlier doawent trai published on or after the uMeraauona) filing dale 
*L" document which may throw doubts on priority daimf s) or which is 

cited to establish the publication date of another ci tattoo or other 

special reason (as specified) 
"O" document referring to an oral disclosure, use. exhibition or other 



"P" document published prior to the ii 
the priority date claimed 



filing dale but rater than 



~T° later document published after the international fifing date or priority 

dale and not is conflict with the application bat cited to understand 

the principle or theory underlying the invention 
"X* doormen! of particular relevance; the claimed invention cannot be 

considered novel or cannot be considered to involve an inventive step 

when the document is taken alone 
"V document of particular relevance; the claimed invention cannot be 

considered to involve an inventive step when the document is 

combined with one or more other such documents, such combination 

being obvious to a person skilled in Ihe art 
"<fc* document member of the same patent family 



Date of the actual completion of the international search 
29 June, 1999 (29. 06. 99) 



Date of mailing of the international search report 

13 July, 1999 (13. 07. 99) 



Name and mailing address of ihe ISA/ 

Japanese Patent Office 
Facsimile No. 



Authorized officer 
Telephone No. 



Form PCTYISA/210 (second sheet) (July 1992) 



34 



BNSDOCID: <EP_ 



_0992S64A1_I_> 



EP 0 992 564 A1 



INTERNATIONAL SEARCH REPORT 


International application No. 

PCT/JP99/01873 


C (Continuation). DOCUMENTS CONSIDERED TO BE RELEVANT 


Category* 


Citation of document, with indication, where appropriate, of the relevant passages 


Relevant to claim No. 


P, x 


JP, 11-60660, A (JSR Corp.)r 
2 March, 1999 (02- 03. 99), 
Claims (Family: none) 




1-13 


Y 


JP, 8-78163, A (Chemiprokasei Kaisha, Ltd.), 
22 March, 1996 (22. 03. 96), 
Par. No. [0033] (Family: none) 

• 


3, 11 



Form PCT/lSA/210 (cooliouation of second sheet) (July 1992) 



35 

BNSDOCID: <EP 0992564A1_I_> 



™'S RAGE BLANK 



(USPTO) 



